. Fitting results following Global Analysis of UV-vis TA data. (A) EADS of the first 4 components; (B) EADS normalized to their respective absorption maxima; (C) 24 ps and 50 ns EADS, unscaled. Note the 1000-fold ordinate axis unit change between panel (A) and (C). The initially populated, short-lived S2 state was not resolved due to sparse sampling around time zero. . These spectra are used in the estimation of the quantum yield of P1 formation. The negative amplitude (bleach) of the P1 difference signal amounts to 0.5% of that of the S1/ICT signal (Fig. S1A,C) , which would suggest an approximate 0.5 % quantum yield. However, in the P1 difference spectrum, there is extensive mutual compensation of the OCP O bleach and the P1 induced absorption. In contrast, in the S1/ICT difference signal, there is no or little of such compensation because the S1/ICT absorption is well separated from the OCP O ground state bleach. Therefore, a 0.5 % quantum yield for P1 formation would be an underestimation. To roughly estimate the extent of mutual compensation in the P1 difference spectrum, we compare the OCP R minus OCP O difference spectrum with that of the OCP O spectrum upon full photoconversion, thereby assuming that the spectral shapes of OCP R and P1 are sufficiently similar to make such comparison. We observe that the OCP O bleach amplitude in the difference spectrum (right panel) amounts to approximately 1/3 rd of that of OCP O absorption spectrum (left panel). From these considerations, the quantum yield of P1 formation is estimated at approximately 3 x 0.5 % = 1.5 %. Figure S4 . EADS of OCP at 475 nm excitation, at 150 nJ excitation pulse energy. The excitation pulse was stretched to 2 ps. The 15 ps EADS was expanded 10 times, while the 33 ns, 25 s and infinite EADS were expanded 50 times. 
